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General reaction scheme and procedur for cross-coupling of cyclic enamides with arylboronic acids S4 eneral procedure for the preparation of oxime. A mixture of cyclic ketone (41 eneral procedure for preparation of acetamide. To a solution of oxime and acetic anhydride (12 ml, 12.6 g, 123 mmol, 3 equiv) in DMF (60 ml) was added iron powder G mmol), NaOAc (4.04 g, 49.2 mmol, 1.2 equiv) and hydroxylamine hydrochloride (3.42 g, 49.2 mmol, 1.2 equiv) in methanol (20 ml) was stirred for 2 h at 60 ºC. The reaction mixture was allowed to be cooled to r.t., before diluting with EA (75 ml). 2N NaOH (20 ml) was added prior to removal of solvents in vacuo. The residue was redissolved in water (60 ml) and EA ( 120 ml). The aqueous layer was extracted with additional EA (70 ml). The combined organic layer was washed with brine (70 ml), dried over anhydrous Na 2 SO 4 , filtered and concentrated to afford the ketoxime for next step directly. G S3 (6.9 g, 123 mmol, 3 equiv), the reaction was initiated by adding 2 drops of chlorotrimethylsilane under nitrogen. The reaction mixture was stirred at 70 ºC overnight. TLC showed that the reaction was complete. After being cooled to r.t., the reaction mixture was diluted with water and extracted with EA, washed with water, brine and dried over Mg 2 SO 4 . Final product was obtained after purified by column chromatography eluting with 1:1 EA:Hex solvent system. General Procedure : mmol), Pd(OAc) 2 (6.7 mg, 0.03 mmol, 10 mol%), Cu(OTf) 2 (0.2g, .54 mmol, 2 equiv), K 2 CO 3 (75 mg, 0.54 mmol, 2 equiv), arylboronic acid 2 (0.54 mmol, Cyclic enamide 1 (0.27 0 2 equiv) and anhydrous 1,4-dioxane (4 ml) were added to a 8 ml vial. The vial was then capped tightly and stirred for 10 minutes at room temperature, and then heated for 16 h at 80 o C in an oil bath and the progress of the reaction monitored by thin-layer chromatography. After removal of the solvent, the residue was purified by flash chromatography to give pure products (3 + 4). 
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